(19) 



J 



Europaisches Patentamt 
European Patent Office 
Office europ^en des brevets 



ill 



(12) 



(11) EP1 112 241 B1 

EUROPEAN PATENT SPECIFICATION 



(45) Date of publication and mention 
of the grant of the patent: 
19.02.2003 Bulletin 2003/08 

(21) Application number: 99944693.3 

(22) Date of filing: 07.09.1999 



(51) lntCl7: C07C 5/48, C10G 11/20 

(86) International application number: 
PCT/GB99/02965 

(87) International publication number: 

WO 00/014036 (16.03.2000 Gazette 2000/11) 



(54) PROCESS FOR THE PRODUCTION OF OLEFINS 

VERFAHREN ZUR HERSTELLUNG VON OLEFINEN 
PROCEDE DE PRODUCTION D'OLEFINES 



CM 
CM 



(84) Designated Contracting States: 

AT BE OH CY DE DK ES Fl FR GB GR IE IT LI LU 
MC NL PT SE 

Designated Extension States: 
RO 

(30) Priority: 08.09.1998 GB 9819603 

(43) Date of publication of application: 
04.07.2001 Bulletin 2001/27 

(73) Proprietor: BP Chemicals Limited 
London EC2M 7BA (GB) 

(72) Inventors: 

• GRIFFITHS, David, Charles 
Esher, Surrey KT10 OHU (GB) 



. OEHLERS, Cord 

Walton-on-Thames, Surrey KT12 2QB (GB) 
• REID, Ian, Allan, Beattie 

Southllelds, London SW18 5RX (GB) 

(74) Representative: Brooke, Caron et al 
BP International Limited, 
Patents & Agreements, 
Chertsey Road 

Sunbury-on-Thames, Middlesex TW16 7LN (GB) 



(56) References cited: 
EP-A- 0 332 289 



WO-A-94/04632 



^ Note: Within nine months from the publication of the mention of the grant of the European patent, any person may give 
^ notice to the European Patent Office of opposition to the European patent granted. Notice of opposition shall be filed in 
^ a written reasoned statement. It shall not be deemed to have been filed until the opposition fee has been paid. (Art. 
99(1 ) European Patent Convention). 



Printed by Jouv«. 75001 PARIS (FR) 



EP1 112 241 B1 

Description 

[0001] The present invention relates to a process for the production of olefins Olefins such as ethylene and propylene 
may be produced by the catalytic dehydrogenation or cracking of a hydrocarbon feed. In this application the term 
s "cracking" will be used to embrace both these chemical reactions. In an auto-thermal cracking process, a hydrocarbon 
feed is mixed with an oxygen-containing gas and contacted with a catalyst capable of supporting combustion beyond 
the fuel rich limit of flammability. The hydrocarbon feed is partially combusted and the heat produced is used to drive 
the cracking reaction. 

[0002] An example of an auto-thermal cracking process is described in EP 0 332 289. The document describes the 
10 use of a paraffinic feed of, for example, ethane, propane and/or butane which is mixed with oxygen, and cracked to 
produce an olefinic mixture. The cracking reaction is endothermic and Is carried out at elevated temperatures above 
800'C. 

[0003] The energy required for the cracking reaction is provided by combustion of a part of the feed. The feed may 
also be preheated but the temperature is limited due to the risk of autoignition. It is desirable to maximise the amount 

15 of feed available for cracking by reducing the amount of feed required for combustion. 

[0004] WO 94/04632 relates to the auto-thermal cracking of paraffinic hydrocarbon feeds, particularly liquid paraffinic 
hydrocarbon feeds, wherein the reaction chamber is adapted such that the heat of reaction is transferred to the incoming 
hydrocarbon feed and the velocity of which is maintained above the burning velocity of the feed mixture. 
' [0005] It is among the objects of the present invention to find an additional or alternative source of heat to drive the 

20 cracking step of the auto-thermal cracking process. 

[0006] This is achieved by providing an auto-thermal process comprising a preliminary heat-generating step. In this 
step, a gaseous fuel such as a hydrocarbon reacts with oxygen in an exothermic reaction in the presence of a catalyst. 
The reaction conditions are controlled to ensure that not all of the oxygen is consumed during this process. The thermal 
energy produced by the reaction heats the unreacted oxygen, thereby providing an additional source of heat to drive 

25 the cracking of the hydrocarbon feedstock. 

[0007] According to the present invention, there is provided a process for the production of olefins from a hydrocarbon, 
said process comprising the steps of: 

a) providing a first feed stream comprising a gaseous fuel and an oxygen-containing gas, 

30 b) contacting said first feed stream with a first catalyst under conditions so as to produce a product stream and 

unreacted oxygen, 

c) providing a second feed stream comprising a hydrocarbon feedstock, and 

d) contacting said second feed stream, said product stream of step b) and said unreacted oxygen of step b) with 
a second catalyst which is capable of supporting oxidation, thereby consuming at least a part of the unreacted 

35 oxygen to produce an olefin product. 

[0008] According to a preferred embodiment of the present invention, there is provided a process for the production 
of olefins from a hydrocarbon, said process comprising the steps of: 

"^0 a) providing a first feed stream comprising a gaseous hydrocarbon and an oxygen-containing gas, 

b) contacting said first feed stream with a first catalyst under conditions so as to produce a product stream and 
unreacted oxygen, 

c) providing a second feed stream comprising a hydrocarbon feedstock, and 

d) contacting said second feed stream, said product stream of step b) and said unreacted oxygen of step b) with 
45 a second catalyst which is capable of supporting oxidation, thereby consuming at (east a part of the unreacted 

oxygen to produce an olefin product. 

[0009] The process of the present invention provides a means of minimising the amount of hydrocarbon feedstock 
consumed to generate the heat required to drive the cracking of the hydrocarbon feedstock. By reducing the amount 
50 of hydrocarbon consumed in this manner, a larger proportion of the hydrocarbon feedstock is available for conversion 
into olefinic products. This may result in higher olefin yields and enhanced selectivitles towards the olefin product. The 
throughput through the reactor is also enhanced. 

[001 0] The process of the present invention also provides a means of maintaining the second catalyst at an elevated 

temperature. In doing so, non-volatile hydrocarbons are prevented from condensing on the catalyst and reducing the 
55 catalyst's activity. This allows a higher through put through the reactor. On heavy residue-containing feeds the process 
of the present invention provides the additional advantage of increasing the time on oil processing between catalyst 
decokes. 

[0011] The gaseous fuel of the first feed stream is any gaseous fuel which is capable of reacting with oxygen in an 
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exothermic reaction. Suitable examples include hydrocarbons, such as methane, ethane, propane and butane; with 
methane being preferred. Other suitable fuels include hydrogen, carbon monoxide, alcohols (eg methanol, ethanol), 
oxygenates and/or ammonia. Waste fuel streams may also be employed. 

[0012] The oxygen-containing gas may comprise air, oxygen and/or an air/oxygen mixture. The oxygen-containing 
5 gas may be mixed with an inert gas such as nitrogen, helium or argon. Additional feed components such as hydrogen, 
carbon monoxide, carbon dioxide and steam may also be included. 

[0013] The first feed stream is preferably fuel-rich with a fuel to oxygen ratio above the stoichiometric ratio required 
for complete combustion. For example, the fuel to oxygen ratio in the feed may be 1 .5 to 4 times, preferably 3 times, 
the stoichiometric ratio required for complete combustion to carbon dioxide to water. 
10 [0014] The gaseous fuel and oxygen-containing gas are contacted with a first catalyst under reaction conditions 
which are controlled to ensure that some of the oxygen in the first feed stream remains unreacted during step b). The 
thermal energy produced in step b) heats the unreacted oxygen, thereby providing part of the heat necessary for 
cracking the hydrocarbon feedstock in step d). 

[0015] The reaction between the gaseous fuel and oxygen-containing gas may be a combustion reaction. Accord- 
15 ingly, gaseous fuel (eg hydrocarbon) in the first feed stream may react with oxygen to produce a product stream com- 
prising oxides (eg carbon oxides) and water. In such an embodiment, a combustion catalyst is employed as the first 
catalyst. Suitable combustion catalysts include Group VIII metals such as platinum and/or palladium. The catalyst may 
comprise 0.1 to 5 wt% and, preferably, 0.25 to 3 wt%, of metal. It will be understood that the metal loadings of the 
catalyst may be selected to ensure that not all the oxygen in the first feed stream is consumed in step b). 
20 [0016] In an alternative embodiment, the gaseous fuel of the first feed stream reacts with the oxygen-containing gas 
to produce synthesis gas. In this embodiment, a first feed stream comprising a hydrocarbon (eg methane) is employed, 
which reacts with oxygen to produce carbon monoxide and hydrogen. These gaseous products may react exothermi- 
cally, for example with oxygen, thereby providing a further source of heat to drive the cracking reaction in step d). In 
this embodiment, the catalyst employed is one which is capable of supporting a synthesis gas production reaction is 
25 employed. Suitable catalysts comprise rhodium, platinum, palladium, nickel or mixtures thereof. Preferably, a rhodium 
catalyst is used. The catalyst may comprise 0.1 to 5 wt% and, preferably, 0.25 to 3 wt%, of metal. As with combustion 
catalysts, the metal loadings of the catalyst may be varied to ensure that not all the oxygen in the first feed stream is 
consumed in step b). 

[0017] In a further embodiment, a gaseous fuel is reacted with an oxygen-containing gas in a combustion reaction, 
30 and another gaseous fuel (which may or may not be the same as the first gaseous fuel) is reacted with an oxygen- 
containing gas to produce synthesis gas. Both these reactions are exothermic, and may provide part of the heat for 
driving the subsequent cracking reaction in step d). In at least one of these reactions, however, not all of the oxygen- 
containing gas employed is consumed. At least part of this unreacted oxygen is consumed in step d) to produce the 
olefin product of the present invention. The first catalysts of present invention may be supported. Suitable catalyst 
35 supports include a range of ceramic and metal supports, with alumina supports being preferred. The support may be 
in the form of spheres or other granular shapes, and may be present as a thin layer or wash coat on another substrate. 
Preferably, the substrate is a continuous multi-channel ceramic structure such as a foam or a regular channelled mon- 
olith. In a preferred embodiment, a gamma alumina coated alpha alumina. Alternatively, zirconia or a gamma alumina 
coated lithium aluminium silicate foam support may be employed. The nature of the catalyst support may be varied to 
^0 ensure that not all the oxygen in the first feed stream is consumed in step b). 

[0018] The first feed stream may be contacted with the first catalyst at a temperature of between 600 and 1200**C, 
preferably between 700 and 1100** C, and most preferably between 950 and 1050*C. 

[0019] The first feed stream may be contacted with the first catalyst at any suitable pressure, e.g. atmospheric or 
elevated pressure. If elevated pressures are employed, any pressure above 1 bara may be used. Suitable elevated 
-^5 pressures range from 1 .1 to 50 bara, for example, 5 to 50 bara, although pressures of 1 .1 to 8 bara, for example, 1 .8 
bara are preferred. It will be understood that the precise pressures employed will vary depending on the specific reaction 
conditions and gaseous fuels employed. 

[0020] The process of the present invention may be carried out in a reactor comprising at least two reaction zones, 
which are in fluid communication with one another. Where a two-reaction-zone reactor is employed, the first reaction 

50 zone is provided with the first catalyst, whilst the second reaction zone is provided with the second catalyst. Accordingly, 
when the first feed stream is introduced into the first reaction zone under suitable reaction conditions, the reaction of 
step b) takes place. The unreacted oxygen produced in step b) is then introduced into the second reaction zone, where 
it comes into contact with the second catalyst and the second feed stream as described in step d). 
[0021] In one embodiment, the present invention is carried out in a reactor having a main chamber, and a side 

55 chamber. The side chamber may define the first reaction zone, and the main reaction chamber the second reaction 
zone, or vice-versa. In an alternative embodiment, the first and second reaction zones are defined by nested, generally 
concentric tubular housings. Preferably, the outer housing extends beyond the end of the inner housing, such that fluid 
entering the outer housing from the inner housing mixes with the second feed stream before coming into contact with 
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the second catalyst. Advantageously, mixing means may be provided between the first and second reaction zones. 
Suitable mixing means include a grid, a perforated plate, and/or a baffle plate. 

[0022] The rate at which the first feed stream may be introduced into the first reaction zone may be measured in 
terms of gas hourly space velocity (h*^). This is defined as: 

5 

GHSV = volume of total feed /(time x volume of catalyst bed) 

[0023] Suitably, the first feed stream is introduced at a gas hourly space velocity of greater than 1 0,000 h*"" , preferably 

10 above 100,000 h-^ and most preferably, greater than 300,000 h-"". It will be understood that the optimum gas hourly 
space time velocity will depend upon the pressure and nature of the feed composition. In general, high superficial linear 
velocities are preferred to ensure that not all of the oxygen in the first feed stream is consumed. 
[0024] In step d) of the present invention, the unreacted oxygen and product stream of step b) are contacted with a 
second catalyst together with the second feed stream. In the ensuing reaction, at least a part of the unreacted oxygen 

15 Is consumed, and an olefinlc product is produced. Preferably, substantially all of the unreacted oxygen is consumed. 
[0025] As mentioned above, this reaction may occur in a second reaction zone of a reactor. In such an embodiment, 
the unreacted oxygen and product stream of step c) are introduced into the second reaction zone at a velocity of greater 
than 1 m/s, preferably greater than 3 m/s calculated under feed conditions. These velocities are sufficiently high to 
prevent flashback into the first reaction zone. The product stream from step b) may be pre-mixed with the second feed 

20 stream and the resulting reactant mixture may be contacted with the second catalyst. Suitable mixing means include 
a baffle plate, a grid or a perforated plate. Alternatively, the unreacted oxygen and product stream of step c) may be 
contacted with the second catalyst together with the second feed stream, in the absence of a pre-mixing step. 
[0026] The second feed stream may comprise any suitable hydrocarbon. For example, gaseous hydrocarbons, heavy 
hydrocarbons or mixtures thereof may be employed. Suitable gaseous hydrocarbons include ethane, propane, butane 

25 and mixtures thereof. Suitable heavy hydrocarbons include naptha, gas oil, vacuum gas oil, refinery residues, atmos- 
pheric residues, vacuum residues, and crude and fuel oils. Additional feed components such as hydrogen, nitrogen, 
carbon monoxide, carbon dioxide and steam may also be included in the second feed stream. Hydrogen and/or carbon 
monoxide may react with the unreacted oxygen present to produce additional heat for driving the cracking process. 
[0027] Heavy hydrocarbon feed may be contacted with the second catalyst in a liquid or vaporised state. Where the 

30 hydrocarbon is contacted as a liquid, the hydrocarbon may be introduced to the second catalyst as a spray of droplets 
so that partial vaporisation and homogeneous mixing may result. In an embodiment of the invention, liquid hydrocarbon 
is introduced to the second catalyst using a nozzle. 

[0028] In the second feed stream, a gaseous hydrocarbon may be alternated with a heavy hydrocarbon, as the 

hydrocarbon feed stock. Conventionally, this is done to limit exposure of the catalyst to heavier, less volatile hydrocar- 
35 bons, which may condense on the catalyst and reduce its activity. With the present invention, the second catalyst is 
maintained at an elevated temperature by virtue of step b). Thus, the present invention allows the catalyst to be con- 
tacted with heavy hydrocarbons for longer periods of time, allowing a higher throughput through the reactor. The effi- 
ciency of the heavy hydrocarbon cracking process is thus increased. The second feed stream is introduced at a gas 
hourly space velocity of greater than 1 0, 000 h-^ , preferably above 20, 000 h-^ and most preferably, greater than 1 00,000 
40 h'^ . It will be understood, however, that the optimum gas hourly space time velocity will depend upon the pressure and 
nature of the feed composition. 

[0029] The hydrocarbon feed in the second feed stream may be cracked into olefins such as ethene, propene, butene 
and pentene or a mixtures thereof. 

[0030] The second catalyst is a catalyst which is suitable for catalysing an auto-thermal cracking process. The cat- 
45 alytic metal is typically platinum. In one embodiment of the present invention, a second metal such as copper, tin, and/ 
or palladium is added to the platinum. Preferably, platinum and/or palladium containing catalyst is used. The catalyst 
may comprise 0.1 to 5 wt%, preferably 0.25 to 1 wt% of metal. 

[0031] The second catalyst is preferably supported. Suitable catalyst supports include a wide range of ceramic and 
metal supports, with alumina supports being preferred. The support may be in the form of spheres or other granular 

50 shapes, and may be present as a thin layer or wash coat on another substrate. Preferably, the substrate is a continuous 
multi-channel ceramic structure such as a foam or a regular channelled monolith. In a preferred embodiment, a gamma 
alumina coated alpha alumina support is employed. However, a gamma alumina coated lithium aluminium silicate 
(LAS) foam support or a zirconia ceramic foam may also be employed. In an alternative embodiment, the second 
catalyst is a metal oxide compound having a perovskite structure. 

55 [0032] Advantageously, heat may also be supplied by pre-heating the hydrocarbon in the second feed stream. In 
the present invention, oxygen and the crackable hydrocarbons may be introduced separately into the cracking or second 
reaction zone. Accordingly, the temperature of the pre-heated stream need not be limited by autoignition considerations, 
and the hydrocarbon feedstock in the second feedstream may be heated to a temperature of 200^0 to GOO^'C, and 
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preferably to 500** to 600*»C. 

[0033] The cracking reaction may be suitably carried out at a temperature of between 600 and 1200^0 , preferably 
between 850 and 1050 ""C and most preferably, between 900 and 1000 °C. It will be understood that the optimum 
temperature will depend upon the feed mixture and operating pressure. 
5 [0034] The cracking reaction may be carried out at atmospheric or elevated pressure. Suitable elevated pressures 
range from 1 .1 to 50 bara, for example. 5 to 50 bara, although pressures of 1.1 to 8 bara, for example, 1.8 bara are 
preferred. It will be understood that the precise pressures employed will vary depending on the specific reaction con- 
ditions and gaseous fuels employed. 

[0035] Where the cracking reaction is carried out at elevated pressure, the reaction products may be quenched as 
10 they emerge from the reaction chamber to avoid further reactions taking place. The reaction product may be quenched 

within 50 milliseconds from formation. It will be understood, however, that the time required between product formation 

and the act of quenching will depend upon reaction conditions such as pressure and temperature. 

[0036] The products may be quenched using rapid heat exchangers of the type familiar in steam cracking technology. 

Additionally or alternatively, a direct quench may be employed. Suitable quenching fluids include water and hydrocar- 
15 bons such as ethane or naphtha. 

[0037] The process of the present invention may be carried out in a fluid bed, fixed bed or spouted bed reactor. Fixed 

bed reactors are preferred. 

[0038] Any coke produced in the process of the present invention may be removed by mechanical means, or using 
one of the decoking methods described in EP 0 709 446. 
20 [0039] These and other aspects of the present invention will now be described with reference to the following Ex- 
amples. 

Example 1 

25 [0040] In this Example, a metal reactor comprising i) a first reaction zone in the form of a side reaction chamber 
(inner diameter 1 8mm), and ii) a second reaction zone in the form of a main reaction chamber (inner diameter 35 mm) 
was employed. The side reaction chamber was connected to the main reaction chamber via an inlet. 
[0041] Methane, oxygen, hydrogen co-feed and nitrogen were introduced into the side reaction chamber at feed 

rates of about 8.2 g/min, 1 3.6 g/min, 0.4 g/min and 1 . 1 g/mi n, respectively. Ethane and nitrogen co-feed were introduced 
30 into the main reaction chamber at rates of about 22.5 to 24.48 g/min, and 1 .1 to 1 .3 g/min. respectively. The ethane 
was pre-heated between 200° and 500°C. 

[0042] A side catalyst in the form of a 0.5 wt% Pt/0.1 wt% Pd-loaded LAS (lithium alumina silicate) monolith (1 5 mm 
diameter x 30 mm length, 1 0 pores per inch) was positioned in the side reaction chamber adjacent the inlet connecting 
the side and main chambers. The side feed stream was contacted with the side catalyst to produce a product stream 
35 and unreacted oxygen. The properties of the first catalyst, e.g. catalyst length, metal loading, porosity, were selected 
to ensure that sufficient unreacted oxygen was present in the stream entering the main reaction chamber to support 
an auto-thermal cracking reaction. 

[0043] A main catalyst in the form of a catalyst support, lithium alumina silicate (LAS) foam loaded with 1 .0/0.2 wt% 
Pt/Pd (28 mm diameter x 1 5 mm length, 30 pores per inch) was located in the main reaction chamber. The main catalyst 
40 was positioned below the side reaction chamber/main reaction chamber interface to allow sufficient mixing between 
the product stream from the side reaction chamber and the main feed stream. The resulting mixture is contacted with 
the main catalyst thereby consuming substantially all of the unreacted oxygen to produce an olefinic product comprising 
ethene. 

[0044] Both reaction chambers contained quartz inserts to minimise heat losses. The reactors were operated at close 
45 to atmospheric pressure. 

[0045] Feed rates, molar ratios, reaction conditions and experimental results are shown in Table 1 a. Ethene selectivity 
is defined as ratio of mass ethene over mass ethane utilised. Product Composition (wt% C) is defmed as ratio of weight 
of carbon in product over total weight of carbon in feed. 
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Comparative Example 

[0046] In this comparative example, a metal reactor having a single reaction chamber was employed. The chamber 

was loaded with a 0.1 wt%Pd/0.2wt% Pt on LAS catalyst which was identical to the main Pd/R catalyst of Example 1 . 
Ethane, oxygen and nitrogen co-feed were introduced into the reaction chamber at the feed rates listed in Table 1b 
below. The reactants were preheated to a temperature of 150°C. 

[0047] The pre-heated reactants were reacted in the presence of the Pd/Pt catalyst to produce an olefinic product 
comprising ethene. Table 1b compares the selectivities and ethene/oxygen mass ratios achieved in Example 1 with 

those achieved in the Comparative Example. 

[0048] Table 1 b shows the advantages in terms of selectivity and ethene/oxygen mass ratio in comparison to exper- 
iments carried out with a metal reactor comprising only a main reaction chamber. 
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Example 2 

[0049] This Example was carried out using the reactor and main catalyst of Example 1 . However, Instead of a Pt/Pd 
side catalyst, a 30 pores per inch, approximately 2 wt% Rh catalyst (15 mm diameter x 15 mm length) was employed. 
[0050] Reaction conditions and experimental results are tabulated in Table 2. 
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Example 3 

[0051] In this Example, a main stream comprising a heavy hydrocarbon oil was employed. As can be seen in Table 
3, hydrocarbon feedstocks such as Forties Vacuum Residue, Arabian Light Vacuum Residue and Arabian Light At- 
5 mospheric Residue were employed. The Example was carried out using a reactor which was formed of a metal tube 
flanged at both ends and fitted with a quartz (iner to minimise heat loss. The reactor comprises a first reaction zone in 
the form of a side reaction chamber (Inner diameter 1 8 mm) This is connected at right angles to a second reaction 
zone in the form of a main reaction chamber (inner diameter 35 mm) via an inlet 

[0052] The side reaction chamber was provided with a catalyst (15 mm OD * depth of 30 mm, 10 pores per inch) 
10 which was supported on LAS foam. The foam support was loaded with 1 .5 wt% Pt and 0,3 wt% Pd when Forties VR 
was employed in the main catalyst feed stream. In contrast, when Arabian Light Vacuum Residue and Arabian Light 
Atmospheric Residue were employed in the main feed stream, metal loadings of 0.25 wt% R and 0.05 wt% Pd were 
employed, respectively 

[0053] The main reaction chamber was provided with a catalyst bed (28 mm OD * 30 mm depth, 10 pores per inch 

15 LAS foam) comprisingi .0 wt% Pt and 0.2 wt% Pd on LAS foam. 

[0054] Methane, oxygen and hydrogen co-feed were introduced into the side reaction chamber at a rate of 8 g/min, 
12.7 g/min and 0.5 g/min, respectively. These gases were contacted with the side catalyst to produce a product stream 
and unreacted oxygen. The properties of the first catalyst, e.g. catalyst length, metal loading, porosity, were selected 
to ensure that sufficient unreacted oxygen was present in the stream entering the main reaction chamber to support 

20 an auto-thermal cracking reaction. 

[0055] Hydrocarbon oil was fed into the main reaction chamber using a gas assist hydraulic nozzle (0.6 mm / 30 or 
60 degree). Nitrogen (current gas) was fed at 1 .5 ml/min into the nozzle through a 1 .6 mm (1/1 6*^ inch) tube immediately 
above a swirl chamber to produce an oil/gas mixture. The flow rate for the oil and nitrogen are approximately 33.0 g/ 
min and 1 .5 g/min, respectively. 

25 [0056] The main catalyst was positioned approximately 50 mm from the nozzle and a conical spray of the gas/oil 
mixture is sprayed onto the catalyst at a conical angle of 30 or 60 degrees. 

[0057] The distance between the side chamber inlet and the nozzle was approximately 50 mm. The length of the 
main reaction chamber exit pipe to the collection vessel was equivalent to a residence time between 100 to 150 ms 

dependent on temperatures. 

30 [0058] Feed rates, molar ratios, reaction conditions and experimental results for different feedstocks are shown in 
Table 3. 
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Claims 

55 

1. A process for the production of olefins from a hydrocarbon, said process comprising the steps of: 
a) providing a first feed stream comprising a gaseous fuel and an oxygen-containing gas, 
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b) contacting said first feed stream with a first catalyst under conditions so as to produce a product stream 
and unreacted oxygen. 

c) providing a second feed stream comprising a hydrocarbon feedstock, and 

d) contacting said second feed stream, said product stream of step b) and said unreacted oxygen of step b) 
with a second catalyst which is capable of supporting oxidation, thereby consuming at least a part of the 
unreacted oxygen to produce an olefin product. 

2. A process as claimed in claim 1 , wherein the gaseous fuel is selected from the group consisting of a hydrocarbon, 
hydrogen, carbon monoxide, an alcohol, an oxygenate and/or ammonia. 

3. A process as claimed in claim 2. wherein the gaseous fuel is methane, ethane, propane and/or butane. 

4. A process as claimed in claim 3, wherein the reaction between the gaseous fuel and oxygen-containing gas is a 
synthesis gas producing reaction. 

5. A process as claimed in any of claims 1 to 3, wherein the reaction between the gaseous fuel and oxygen-containing 
gas is a combustion reaction. 

6. A process as claimed in any preceding claim, wherein the first catalyst comprises rhodium, platinum, palladium, 
20 nickel or a mixture thereof. 

7. A process as claimed in any preceding claim wherein the gaseous fuel to oxygen ratio in the first feed stream is 
1.5 to 4 times the stoichiometric ratio required for complete combustion to carbon dioxide to water. 

25 8. A process as claimed in any preceding claim, which is carried out in a reactor comprising at least two reaction 
zones which are in fluid communication with one another. 

9. A process as claimed in claim 8, wherein the first reaction zone is provided with the first catalyst, and the second 
reaction zone Is provided with the second catalyst. 

30 

10. A process as claimed in claim 9, wherein the reactor comprises a main chamber and a side chamber, and wherein 
one of said chambers defines the first reaction zone, and the other of said chambers defines the second reaction 
zone. 

35 11. A process as claimed in claim 9, wherein the first and second reaction zones are defined by at least two nested 
tubular housings. 

12. A process as claimed in claim 11 , wherein the outer of said housings extends beyond the end of the inner of said 
housings, such that fluid entering said outer housing from said inner housing mixes with the second feed stream 

40 before coming into contact with the second catalyst. 

13. A process as claimed in any preceding claim wherein the hydrocarbon feedstock of the second feed stream com- 
prises a gaseous hydrocarbon, a heavy hydrocarbon or a mixture thereof. 

45 14. A process as claimed in claim 13, wherein the hydrocarbon feedstock is ethane, propane, butane and mixtures 
thereof. 

15. A process as claimed in claim 1 3, wherein the hydrocarbon feedstock is naphtha, gas oil, vacuum gas oil, refinery 
residues, atmospheric residues, vacuum residues, and/or crude and fuel oils. 
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16. A process as claimed in any preceding claim wherein at least one of hydrogen, nitrogen, carbon monoxide, carbon 
dioxide and steam may also be included in the first or second feed stream as an additional feed component. 

17. A process as claimed in any preceding claim wherein the second catalyst comprises platinum. 

18. A process according to claim 1 7 wherein the second catalyst comprises a further metal selected from the group 
consisting of copper, tin and palladium. 
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Patentanspruche 

1. Verfahren zur Hersteilung von Olefinen aus einem Kohlenwasserstoff, wobei das Verfahren die Schritte umfasst 
von: 

a) Bereitstellen eines ersten Beschickungsstroms, umfassend einen gasfdrmigen Brennstoff und ein Sauer- 
stoff enthaltendes Gas, 

b) in Kontakt bringen des ersten Beschickungsstroms mit einem ersten Katalysator unter sotchen Bedingun- 
gen, dass ein Produktstrom und nicht umgesetzter Sauerstoff erzeugt werden, 

c) Bereitstellen eines zweiten eine Kohlenwasserstoffbeschickung umfassenden Beschickungsstroms und 

d) in Kontakt bringen des zweiten Beschickungsstroms, des Produktstroms von Schritt b) und des nIcht um- 
gesetzten Sauerstoffs von Schritt b) mit einem zweiten Katalysator, der die Oxidation unterstutzen kann, wo* 
durch mindestens ein Tell des nicht umgesetzten Sauerstoffs zum Herstellen eines Olefinprodukts verbraucht 
wird. 

2. Verfahren nach Anspruch 1 , wobei der gasformige Brennstoff aus der Gruppe, bestehend aus einem Kohlenwas- 
serstoff, Wasserstoff, Kohlenmonoxid, einem Alkohol, einem Oxygenat und/oder Ammonlak, ausgewahit ist. 

3. Verfahren nach Anspruch 2, wobei der gasformige Brennstoff Methan, Ethan, Propan und/oder Butan darstellt. 

4. Verfahren nach Anspruch 3, wobei die Reaktion zwischen dem gasffirmigen Brennstoff und Sauerstoff enthalten- 
dem Gas eine Synthesegas erzeugende Reaktion ist. 

5. Verfahren nach einem der Anspruche 1 bis 3, wobei die Reaktion zwischen dem gasformigen Brennstoff und 
Sauerstoff enthaltendem Gas eine Verbrennungsreaktion ist. 

6. Verfahren nach einem vorangehenden Anspruch, wobei der erste Katalysator Rhodium, Platin, Palladium, Nickel 
Oder ein Gemlsch davon umfasst. 

7. Verfahren nach einem vorangehenden Anspruch, wobei das Verhaltnis von gasformigem Brennstoff zu Sauerstoff 
in dem ersten Beschickungsstrom das 1,5 bis 4-fache des zur vollstandigen Verbrennung zu Kohlendioxid, zu 
Wasser erforderiichen stochiometrischen Verhaltnisses ist. 

8. Verfahren nach einem vorangehenden Anspruch, das in einem Reaktor ausgefuhrt wird, der mindestens zwei 
Reaktionszonen umfasst, welche in fluider Kommunikation miteinander stehen. 

9. Verfahren nach Anspruch 8, wobei die erste Reaktionszone mit dem ersten Katalysator ausgestattet ist und die 
zweite Reaktionszone mit dem zweiten Katalysator ausgestattet ist. 

10. Verfahren nach Anspruch 9, wobei der Reaktor eine Hauptkammer und eine Nebenkammer umfasst und wobei 
eine der Kammern die erste Reaktionszone definiert und die andere der Kammern die zweite Reaktionszone de- 
finiert. 

11. Verfahren nach Anspruch 9, wobei die ersten und zweiten Reaktionszonen durch mindestens zwei ineinander 
angeordnete rohrenformige Gehause definiert sind. 

12. Verfahren nach Anspruch 11, wobei das auBere der Gehause sich so uber das Ende des inneren der Gehause 
erstreckt, dass das Fluid, das aus dem inneren Gehiuse in das auBere Gehause gelangt, sich mit dem zweiten 
Beschickungsstrom, vor dem in Kontakt kommen mit dem zweiten Katalysator vermischt. 

13. Verfahren nach einem vorangehenden Anspruch, wobei die Kohlenwasserstoffbeschickung des zweiten Beschik- 
kungsstroms einen gasfdrmigen Kohlenwasserstoff, einen schweren Kohlenwasserstoff Oder ein Gemisch davon 
umfasst. 

14. Verfahren nach Anspruch 13, wobei die Kohlenwasserstoffbeschickung Ethan, Propan, Butan und Gemische da- 
von ist. 

15. Verfahren nach Anspruch 13, wobei die Kohlenwasserstoffbeschickung Naphtha, Gasdl, VakuumgasdI. Raffine- 
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rieruckstande, atmospharische Ruckstande, Vakuumruckstande und/oder Roh- und Brennstoffole darsteltt. 

1 6. Verfahren nach einem vorangehenden Anspruch, wobei mindestens einer von Wasserstoff, Stickstoff , Kohlenmon- 
oxid, Kohlendioxid und Dampf auch in den ersten Oder zweiten Beschickungsstrom als eine zusatzliche Beschik- 
kungskomponente eingeschlossen sein kann. 

17. Verfahren nach einem vorangehenden Anspruch, wobei der zweite Katalysator Platin umfasst. 

18. Verfahren nach Anspruch 17, wobei der zweite Katalysator ein weiteres Metall, ausgewahit aus der Gruppe, be- 
stehend aus Kupfer, Zinn und Palladium, umfasst. 



Revendlcatlons 

1 . Proc6d6 pour la production d'ol§fines k partir d'un hydrocarbure, ledit proc6d6 comprenant les §tapes consistant : 

a) k prendre un premier courant d'alimentation comprenant un combustible gazeux et un gaz contenant de 
Toxyg^ne, 

b) k mettre en contact ledit premier courant d'alimentation avec un premier catalyseur dans des conditions 
permettant de former un courant de produit et de I'oxyg^ne n'ayant pas reagi, 

c) k prendre un second courant d'alimentation comprenant une charge d'hydrocarbures d'alimentation, et 

d) k mettre en contact ledit second courant d'alimentation, ledit courant de produit de Tetape b) et ledit oxyg^ne 
n'ayant pas r^agi de I'^tape b) avec un second catalyseur qui est capable d'entretenir I'oxydation, en consom- 
mant ainsi au moins une partie de Toxyg^ne n'ayant pas r^agi pour former un produit ol^finique. 

2. Proc6d6 suivant la revendication 1 , dans lequel le combustible gazeux est choisi dans le groupe consistant en un 
hydrocarbure, I'hydrog^ne, le monoxyde de carbone, un alcool, un compost oxyg^n6 et/ou I'ammoniac. 

3. Proc^d^ suivant la revendication 2, dans lequel le combustible gazeux est le methane, I'^thane, le propane, et/ou 

le butane. 

4. Proc6d6 suivant la revendication 3, dans lequel la reaction entre le combustible gazeux et le gaz contenant de 
I'oxyg^ne est une reaction de production de gaz de synthase. 

5. Proc6d6 suivant Tune quelconque des revendications 1 k 3, dans lequel la reaction entre le combustible gazeux 
et le gaz contenant de Toxygdne est une reaction de combustion. 

6. Proc^6 suivant Tune quelconque des revendications pr^c^dentes, dans lequel le premier catalyseur comprend 
le rhodium, le platlne, le palladium, le nickel ou un de leurs melanges. 

7. Proc6d6 suivant Tune quelconque des revendications pr6c§dentes, dans lequel le rapport du combustible gazeux 
k I'oxyg^ne dans le premier courant d'alimentation est 1,5 ^ 4 fois le rapport stoechiom§trique requis pour la 
combustion totale en dioxyde de carbone et en eau. 

8. Proc6d6 suivant Tune quelconque des revendications pr6c6dentes, qui est mis en oeuvre dans un r6acteur com- 
prenant au moins deux zones r^actionnelles qui sont en communication par un fluide Tune avec I'autre. 

9. Proc6d6 suivant la revendication 8, dans lequel la premiere zone r^actionnelle est munie du premier catalyseur 
et la seconde zone r^actlonnelle est munie du second catalyseur. 

10. Proc6d6 suivant la revendication 9, dans lequel le r^acteur comprend une chambre principale et une chambre 
lat^rale, et dans lequel une desdites chambres d^finit la premiere zone r§acttonnelle. et I'autre desdites chambres 
d^finit la seconde zone r^actionnelle. 

11. Proc6d6 suivant la revendication 9, dans lequel les premiere et seconde zones r^actionnelles sont d^finies par 
au moins deux boitiers tubulaires emboltds. 

12. Proc^d^ suivant la revendication 11 , dans lequel le boitier extdrieur desdits boitiers s'^tend au-deld de Textrdmitd 
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du boitier int6rieur desdits boitiers, de telle sorte qu'un fluide p6n6trant dans ledit boitier ext6rieur ^ partir dudit 
boitier int§rieur se melange au second courant d'alimentation avant de venir en contact avec le second cataiyseur. 

13. Proc§d6 suivant Tune quelconque des revendications pr6c§dentes, dans lequel la charge d'hydrocarbures d'ali- 
mentation du second courant d'alimentation comprend un hydrocarbure gazeux, un hydrocarbure lourd ou un de 
leurs melanges. 

1 4. Proc6d6 suivant la revendication 1 3. dans lequel la charge d'hydrocarbures d'alimentation est I'^thane, le propane, 
le butane ou leurs melanges. 

15. Proc6d6 suivant la revendication 13, dans lequel la charge d'hydrocarbures d'alimentation est le naphta, le gas- 
oil, le gas-oil sous vide, des r^sidus de raffinerie, des r^sidus atmosph§riques, des r^sidus sous vide et/ou des 
p6troles bruts et des fuel-oils. 

1 6. Proc§d6 suivant Tune quelconque des revendications pr6c6dentes, dans lequel au moins un des agents consistant 
en hydrogdne, azote, monoxyde de carbone, dioxyde de carbone et vapeur d'eau peut §galement etre incorpor6 
au premier ou second courant d'alimentation comma constituant supplemental re de la charge d'alimentation. 

17. Proc^dd suivant I'une quelconque des revendications pr^c^dentes, dans lequel le second cataiyseur comprend 

le platine. 

18. ProcSd^ suivant la revendication 17, dans lequel le second cataiyseur comprend un m§tal suppl^mentaire choisi 
dans le groupe consistant en le cuivre, retain et le palladium. 
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